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(cH, ),Gec=C-Con( Ci 
3°3 3 
-90i,Ge[ c=c~coi:(cit,) 
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ve (cil,) ,Ge[ C=C-01(ctls) 2] —_-_— (Ch, )pSe cide in 
sive ait. i 
Tne occurrence of hydroxyl groups was confiraad by the scatic 
acid derivative of bis-(2-nethylbutin-3~01~2)-dimethyl 
erie, . germanium. Further reactions of organo-germeniun alconols 
a and their derivatives will -be described in later papers. The 
experimental part presents the physical data of the initial 
substances, the details of the synthesis, and’ the analysis 
of the compounds obtained. The euthors prepared: (2-methyl- 
putin-3-0l-2)-4-trinethyl germanium, pis-(2-nethyl-butin-3-0l-2)- | 
4-dimethyl germanium, tri- 2-methyl-butin-3-01-2)-4-nethyl 
Cerd 2/3 germanium, and bis-(2-methyl-butine-3-acetoxy-2)-4-dinethyl 
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germaniun. There are 3 Soviet references. 
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Seiences, Nikolay Vasil'yevich Komarov, Candidate of Chemical 
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No 
“Whew Oxygen-Containing Silicon Organic Compounds ) Baku, 
Azerneftneshr, 1960. 190 p. Errata slip inserted. 1,000 copies” 


= printed. 
a Ed. (Title page): Yu. @. Mamedaltyev, Academician of the Academy of 

a Sciences Azerbaydzhanstaya SSR, Professor; Ed. of Publishing House: 
A. &. Shteyngel'. = ped :  & 
ol PURPOSE: This book is intended for persons working with organosilicon . 
ols compounds, and for students in schools of higher education. 


COVERAGE: ‘The book deals with ‘the chemistry of organosilicon. ccom- 
pounds, including their synthesis’ and conversion. It describes F 
the use of organosilicon compounds in the manufacture of heat~ 
resistant and electric insulating materials, anticorrosive ; 


ze 


oy pROEGUetLON of Alkyl (aryl) chlorosilanes 
: A. Organometallic synthesis of saturated alkyl (aryl) 
chlorosilanes containing chlorine directly at the 
silicon atom 4 
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ICAL: Izvestiya Akademii nau = 
ae Biche nauk, 1960, No. Ts pp. 1300 (1302 


ext: ‘The ‘authors stuatéd the, synthesis of ecotys oe sroonoe| Tes, q 
aini ilicon or germanium Refs. 1 - 3)> + nee 
sieclarepicatren gene of primary y-organo serena en a : 
The reaction proceeded according to the following &q ‘ 
i MeC=C-CH,OMgBr ——> R SiczC-CH,OH; (Re alkyl or aryl)-. 
R,SiCl + BrlgC= 2 3 


The structure of the alcohols was confirmed by Aieaderr es Seer | 
at lization. The authors describe: 1) The fae . oy aeaks 

sist in-d-ol-1 (A); (CH,),Si0=C-CH,OH in. the water 

silyl propin-2-91 3 3)3 9 


~ y v 3 y ; 2 ¢ hy ~ 
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silane, After cooling down the reaction 


2s. Sg Fore rep eee trected with ether; the yield is 
PERS owe Siiyi propin-2-01~1 and dimethyl ph : . 

Ppropin-2-61-1 were synthesized in th Bee latte 

d~trimethyl silyl propine-2~butyl soetal,* way. 2) The synthesis of 


oH, °C 4% 


mixture is diluted with ether, 


pr 
“OCH, c=csi (cH 
3 goerei (oa. 
eee ri : mixture of vinyl butyl ether and compound A te which 
a centrated HCl was added. Then the substance was heat ee. 
> Vacuum distillation is carried o , oars 


anhydrous potash; 


ut after neutr mats F 
the yield is 71%. 3) Sotrinethe? ilo ee 
whose physical dat 


imethyl silyl propanol-1, 
obtained fro 


ean eae e published ones, 
F . ton in ethanolic solution or 
nickel catalyst, There are 1 table and 5 Soviet welercnaaee gies A 
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AUTHORS : ; Shostakovakiy , M. F., Komarov, N. V., Kuznetsova, ‘Ve. Pes and 
. Igonina, I. I. 


TITLEs Study in the field of synthesis and conversions of unsaturated 
; organosilicon compounds. 1. Esterification of primary and 
tertiary q-silicon-containing acetylene alcohols by adipic 
acid. 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
no. 4; 1961, 699-705 


TEXT; The authors studied the esterification of primary and tertiary ee 
-silicon-containing acetylene alcohols with adipic acid. This esterifica-— 
tion was accomplished by direct reaction of the aicohols with adipic acid, 
and by reaction of these alcohols, or their magnesium derivatives, with 
adipic acid chloride. The esterification of the primary g-silicon-con- 
taining acetylene alcohols with adipic acid without catalysts takes place 
either to form the acid adipic ester: : 
R,SideC-CH)OH + HOOC (CH, ) 4c00H—> B,8i0=C-CHA000 (CH } 4COOHs where 
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Rs CH, CoH » and Coles or to form the neutral adipic ester: : 
2R,SiC==C-CH,OH + HOOC (CH, ) COOH —>R,SiC = C-~CH,00C(CH, ) ,COOCHC==CSiR,, Be 
where R = CH, and CeHe depending on the conditions and the quantitative ; =) 


ratio of the components. This method is, however, not applicable to the 
esterification of tertiary 7-silicon-containing acetylene alcohols, since 
the reaction of these alcohols with adipic acid, with or without acid 
catalysts (such as boric acid etc.) gives rise to dehydration of the 
initial alcohols with formation of the corresponding silicon vinyl 
acetylene hydrocarbons: 


CH 
\ 3 
Bee oe ee gan + H,0, where R =a CH, and CoH. - Also 
CH 
3 A, 


the asterification of tertiary q-silicon-containing acetylene alcohols by 
their reaction with adipic acid chloride in the presence of pyridine as 
well as the ester interchange of these alcohols with dimethyl adipate 
under the action of sodium ethylate were unsuccessful. The synthesis of 
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acid ana neutral esters of tertiary y~S 1 con-containin acetylene 
y) pas k & 
leohols WOs accomplisned by reaction of magnesiug alcoholates with acLoic 
d = 
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acid chloride | e Baas A : 


CH, 

R.siC=C—-COMgBr+CI0C (CH,),COCI > 
S. 

CH, CH; 


| 
+H.0 ; 
> gysic=C-COOC (CHS.COCL 3a R,SiC=C—COOC (CH,),COOH 
CH _ : CHy 
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CH; a CH, CH; 
2R;SiC=C—COMgBr-+ClOC(CH.),COCI-+ __, RSIGmsC-—-COOC (CH) COOL—CarCSiRe, 
tee, ae 
‘CH, : ° CHs CH; 


rae R=CH, 1 C.H;. 

There are 7. Soviet'-bloc references. 

ASSOCIATION: irkutskiy institut orsanichéskoy Ehimii Sibirskogo 
ovdeleniya AN SSSR (Irkutsk Institute of Organic Chemistry 
of the Siberian Brancn of the Academy of Sciences USSR) 


SUBMITTED:  Decemoer 75,*1959 
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TITLE: Studies in the field of synthesis and conversions of un- 


PERIODICAL: Izveatiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
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saturated organosilicon compounds. 2+ Cyanoethylation of 
tertiary q-silicon-containing acetylene alcohols 


Sno. 44° 196%, 103-709 


TEXT: Cyanoethylation of secondary and tertiary silicon-containing # 
alcohols has as yet not been described, unlike that of the primary ones. 
Thare are also no data available on the reaction of acrylonitrile with 
silicon-containing acetylene alcohols, in spite of the considerable 
importance of the cyanoethylation of acetylene alcohols and glycols. The 
authors therefore studied the cyanoethylation of tertiary y-silicon-cone 
taining acetylene alcohols: : 
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| ae cH, 
: R,Sic==C—C—oH * CH= CHCH-R, 5100 —"—0-—0H CH, OW, where R = CH, and 
= Bi, cH,  ~«§ 


CoH. This cyanoethylation of acetylene alcohols was carried out under the 


action of a 40% aqueous caustic potash solution and also of sodium 
methylate. The catalytic effect of caustic potash solution gave no = 
: P-cyanoethyl ethers. The application of sodium methylate permitted the 
om Synthesis of P-oyanoethyl ethers of the silicon-containing acetylene 
i: _ alcohols used (50-60% yields). The reaction is exothermic, Better yields 
: are obtained by using benzene as the solvent. The reaction of the 
P~cyanoethyl ether of 4-trimethyl-silyl-2-methyl butyn-3-01-2 with ethyl 
magnesium bromide gave, like several analogous cases, the corresponding 
silicon acetylene ketone acoording to the equation 


peHogcatae The 


0 


CH, ; CH, 
(CH, ) Sit=c—t—ocH CH,CN + C,H _MgBr—» CH, ) sicmo—t—ocx 
a3 i a2 25 a3 
cH, H 
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presence of a carbonyl group in this compound was confirmed by the forma- 

tion of 2,4-dinitro-phenyl hydrazone. In addition to the formation of the 

organosilicon ketone according to this equation also a cleavage of the 

Pp-cyanoethyl ether takes place to give 4-trimethyl-silyl-2-methyl-butyn- 

%-o1-2. Other conversions of the A -cyanoethyl ethers of tertiary 

-silicon-containing acetylene alcohols will be described in the following 

report. There are 8 references: 4 Soviet-bloc and 4 non-Soviet-bloc.. 

The two references to English-language publications read as follows: 

R. Cookson, F. Mann, J. Chem. Soc. 618 (1947), 67 hee S. Nozakura, 

S$. Konotaune, Bull. Chim. Soo. Japan 29, 322, 326 (1956). 

ASSOCIATION: Institut khimii Vostochno-Sibirskogo filiala Sibirskogo 
otdeleniya AN SSSR (Institute of Chemistry of the Eastern 
Siberian Branch of the Siberian Department, Academy of 
‘Sciences USSR) ’ 


SUBMITTED: December 15, 1959 
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AUTHORS : Komarov, NV» Shostakovekiy, M.-F, and Astaf'yeva, 


TITLE: Interaction of y-silicon acetylenic alcohols with 
thionyl chloride 


91002102) Soe 


TEXT: This is a report on the syntheses and properties of new si- 

jico-organic compounds. The present work is a continuation of an 
earlier investigation zoncerning the syntheses and substitution 
reactions of numerous acetylenic alcohols containing inorganic 

elements. It was found in this work that y-silicon acetylenic al- 
cohols reacted with thionyl chloride to form corresponding chlori- 
des: 


R510 


Cc - CH,0H + S0Cl1, — R,SiC =C- CH,C1 + HCl + S055 


Penn Geba! 
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Thus, new compounds were synthesized: 3~chloropropyne-1 - trinmethyl- . 
silane, 3-chloropropyne-1-triethylsilane and 3~chloropropyne-1- 
dimethyl phenylsilane. The reactivity of the above chlorides was 
studied by the following reaction: 

(CH, ),510 =20- CH, CHOHCH, + CH, = CHOC {Hy - CH, - CH(0C,Ey) ; 


OCHCH,C = CSi (CH) 
CH 


named (4—trimethylsilyl—1-methyl—butyne=3 ) - putylacetal. The syn- 
thesis of (C53 Sid C-CH9Cl, designated 3-chloropropyne-1-trime— 
ae thylsilane is t ey desori ed. fharacteristics of the product are: 2 
= bepe 50°/17 mm, Np 1.4546, dy 069295» MR, 42-873 calc. 42077 [Ab- | 


stractors note: MRD not defined]. Found percent: Si 18.84, CgH, 51 
Cl. Calculated percent: Si 19.14. The synthesis of (CpHe)s sic c- 


Gard 2/4 
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CH,Cl, named 3-chloropropyne-l-triethylsilane, was analogous to 
that of 3~chloropropyne-1-trimethylsilane. Quantities used: 8.92 gr. 
of thionyl chloride, lgr- of pyridine, 9.51 gr. of 3-triethylsilyl- 


propyne-2-ol-1 (bsp. 109-110°/6 mm, no? 1.4670, ae 0.8932). The 
yield was 8.95 gr. (95 %). Characteristics of products b.p. 72°/6 
mm, no” 1.4698; a2° 0,9262, MRp 57-03: calculated 56.66. Found per- 
cent: Si 15.16. GoHy7 $icl. Calculated percent Si 14.84. Synthesis 
of (CH; )o ~ §ic = C-CH,C1 named 3~chloropropyne-1-dimethyl phaylsila- 
_ Ses 
ne was analogous to that of 3~chloropropyne-1-trimethylsilane. 
Characteristics of product: bep- 118°/6 mn, i 1.5345, MR, 62.393 
calculated 62.44. Found percent: Si 13.54. © H 3 SiCl. Calculated 


liv1 
percent: Si 13.42. The euthors then describe the synthesis of 5-tri- 
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methylsilypentyne-4-0l~2. The yield was 3.5 gr. (16.4 %). The cha- 
racteristics of the product: bep. 95-97°/2 mn, ns” 1.4748, a 

Q.9101. Found MR, 48.46: calculated 48.74. Found percent: Si 17.90 

CoH, O81. Calculated percent Si 17.9. Finally the synthesis of 4- 


trimethylsilyl-l-methylbutyne-3/butylacetyl is examined. The yield 
was 4.68 gr. (97.5 %). Characteristics of the product: b.p. 153°/ 
3 mm, nd” 1.4655, a,” 0.8925, MRS 79.12; calculated 78.51. Found 

percent: Si.11.52. Cy gHog 0,Si. Calculated percent: Si 11.00.. There . 


are 2 Soviet-bloc references. 

ASSOCIATION: Irkutskiy institut organicheskoy khimii Sibirskogo ot- 
deleniya akademii nauk SSSR (Irkutsk Institute of Or- 
ganic Chemistry, Siberian Division, Academy of Scien- 
ces USSR) 


SUBMITTED: July 27, 1960 
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Synthesis ana transformations of vinyl aryl ethers. Report 

No.l: Synthesis and properties of vinyl ether of aes na i ia 
+, Fiz.-khim, nauch.-isesl. inst. Irk. un. 5 no.1:215- : 

a ° (MIRA 16:8) 


(Ethers ) (Phenol) 
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AUTHORS : Shostakovskiy, M.F., Kuznetsova, V.P,, and Komarov, N>V- 
TITLE: Study of synthesis and transformations of unsaturated 


organo-silicon compounds: interaction of Vf ~silicone 
~acetylene chlorides with sodium-acetoacetic and sodium= 
-malonic esters 


PERIODICAL: Zhurnal obshchey khimii, 1961, v- 31, no. 8, 2504-2507 


TEXT; This paper studies reactions of Y eSi-acetylene chlorides of the 
propargyl type with Na acetoacetic and Na malenic esters and the prospects 
of obtaining Si~acetylene carbonyl compounds from these reactions. The 
reaction is smooth and the yield of keto-esters reaches 40-50%: 


(R is CH, CoH or Ces) 
R,SiC 2. C— CHy-— H--COOCoHs5 + NaCl 


OCH, 
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Study of synthesisoos. 
A Siw~acetylene acid was obtained by the followiax reaction - 


C=-CH,Cl + NaCH(CO0C ,H 5)2 


(CH) .SiCzs 


2°5°3 
(C,H, ) ,SiCHrCCH, cu(cooc, He)» 
+H 99 
B 
(C,H. ) 351CE = Clg COOH + C0y + 2C oH 50H ‘The presence of the 
carboxyl group in the preduct of this reaction was established by reaction: ; 


with vinylbutyl ester - FORMENS, - es 
ae CH . sey sl wheal ee 


3 
OOCCH, cH 2 ~eahte oH. 5 
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The acylal formed hydrolyzes to form the original Si-acetylene acid 
together with butyl alcohcl and acetaldehyde, The stages in which the 
original Si~acetylebe keto-ester is converted into the acid are two, 

i.e. formation of a Si-acetylane keto-acid which then breaks down with 
fission of the Si=C bond. Synthesis of the following new compounds is 
described: 6~trimethylsilyl~3-carbetoxyhexene-5-on~2,6-trisethylailyl-~ 
~J-carbetoxyhexene-5~-on-2;6~dimethylphenylsilyl- -3-carbetoxyhexens~ 
-5~on-2,6-triethylsilyl-3-carboxyhexene ,5-on-2,4-triethylsilyl-1- 
-carboxybutene-3, l-butoxyethyl ester (4-triethylsilyl- PEt PONT SEAS: 3). 
There are 3 Soviet-bloc references. 


ASSOCIATION; Irkutakiy institut organicheskoy khimii Sibirskogo 
otdeleniya akademiy nauk SSSR (Irkutsk Institute of 
Organic Chemistry, Siberian Division, Academy of Sciences, 
USSR) 
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AUTHORS: Shostakovakiy, M. £2; Corresponding Member AS USSR, Komarov, 
ie N. Ve, and Pukhnarevich, V. B. ee 
‘ TITLE: Synthesis and Some Conversions of Secondary y-Silicon- 
containing Acetylene Alcohols 
PERIODICAL: Doklady Akademii nauk SSSR, 1961, Vol. 136, No. 4, S 
pp. 846-848 
TEXT; Proceeding from the reaction of chlorosilanes with dimagnesium : 


bromine derivatives of secondary 


acetylene alcohols the authors elaborated 


& synthesis method of secondary y-silicon-containing acetylene alcohols: 
R,Si¢1 + ie ames ™ CMgBr ——pR, SiC = C-— CHOH —R', where R and R! 


OMgBr 
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denote CHss CoHss and other organic radicals, Furthermore, the reaction 
of the synthesized alcohols has been studied 1) with thionyl chloride 


Synthesis and Some Conversions of Secondary 
y-Silicon-containing Acetylene Aloohols 
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and 2) with vinyl ethers. To 1): Substitution of hydroxyl by a chlorine / ¥ ; 


atom proceeds under relatively 


mild conditions and results in the 


a corresponding siliconacetylene chlorides. The Si-C bond is not ruptured. 


a R = CH, and C,H 


leads to the corresponding acetals: 


, » R5SiC wm C —CHOHC,F, + SO0C1,——->R, SiC = C—- CHCLC, H, + 50, + HCl, where 
3 oHg+ To 2): Reaction with vinyl ethers proceeds easily and 


il 


R,S1C 5 C-— CHOHC,E, + CH, = CHOC, Hy —> cH, — CH ’ 


ines —cC mm Ceias . 
CoH, 


where R = CH, and CoH. The following compounds were synthesized 


according to (1): 5-trimethyl-silyl-pentin-4-01-3, 
- pentin-4-0l-3, 3-chloro d-trimethyl-silyl-pentine-4, and 3-chloro 
5-triethyl-silyl-pentine-4; reaction 2 led to: butyl-(3-trimethyl-silyi- 
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5-triethyl-silyl- 


681,07 
Synthesis and Some Conversions of, Secondary g/020/61/136/004/016/026 
y-Silicon-containing Acetylene Alaohols- = B016/BO75, —o . 


1-et hy1-propine-2 )-acetal and ‘putyl-(3-trie thyl-silyl-1-ethyl-propine-2 )- 
acetal, There are 3 Soviet references. 
ASSOCIATION: Irkutskiy institut organicheskoy khimii Sibirskogo 


otdeleniya Akademii nauk SSSR (Irkutsk Institute of Organic 
Chemistry of the Siberian Branch, Acadeny of Sciences USSR) 
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~ SHOSTAKOVSKIY, M.F.; KOMAROV, H.W. MAROSHIN, Yu.V. 


nthe  tranaf anols in the vinylacetylene 
thesig and some transformations of silano : 
ries, Dokl. AN SSSR 139 no.42913-915 Ag '61. (MIRA 14:7) © 


Seles a birgkogo otdeleniya 
tskiy institut organicheskoy khimii Si 
ai ssah, "2. Chlen-korrespondent AN SSSR (for Shostakovskiy). 
: (Silanol) : 


~~, 
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5 /062/62,/000/003/013/014 
B110/3101 
AUTHORS: Shostakovskiy, H. Fey Komarov, N. V., Kuznetsova, V. P., 
4 ‘and Igonina, I. I. . 
TITLE: ; Investigations into synthesis and conversions of unsaturated 
Communication 3. Interaction of 


organosilicoh compounds. 
tertiary y-silicon acetylene alcohols with concentrated 


hydrochloric acid and thionyl chloride 


PERIODICAL: Akademiya nauk SSSR. Izvestiya. Otdeleniye khimicheskikh 


nauk, no. 3, 1962, 510-512 


\ 


TEXT: The reaction of tertiary y-silicon acetylene alcohols with . 
concentrated hydrochloric acid and thionyl “chloride showed that the low 
homologs of tertiary Y-silicon acetylene compounds react easily and 
almost quantitatively with concentrated hydrochloric acid: 
We Feo Fe oP HR ah 

b onyua--nsicx c—¢—Cl+ 10, an ) ae 

Hy se Pee eee 

CH, B. Callie fe hoe De 


r 


“. RSIC=O— 
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ne Rupture ‘of the Si- c bond goniueated with the isipie bond does not take Moe 
place here. The exchange of hydroxyl for chlorine only dcours poe a 
it could he perenne) HOMEY ER: with SOCL oj 


ce CH oe ee Cao Ae 
: -Rysies C— ake ousson-nacne- Edgar, aS | “ 
i ie “a ee R., Set Go 2a a a : sa NANA NS 


where R and R! = CH, ¢ oH 5 etc. . 
‘Here too, the Si-C bond is atable. ~Tertiar y- silicon anetylene chlorides 
may be obtained directly from certs magnesium 


Sets vena ce of poe ty tens areouets end Genet re tet HCL: 


mene 
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where R, R' and R" are organic radicals. This method produces a 
10 % yield. Tertiary -gilicon acetylene chlorides are colorless, 

tee easily movable liquids of specific odor, soluble in organic solvents and 
insoluble in water. The following compounds were synthesized from the Bot 
corresponding alcohols: 4-trimethyl-silyl-2-methyl-2-chlorobutyne-3, : 


b.499C (14 mm He), ue 41.4415, 7 0.8774; 5-trimethyl-silyl-3-methyl-3- 


“chloropentyne-4, b.61-62°C (8 mm Hg), n2? 4.4602, 42° 9.9082, and 
4-triethyl-silyl-2-methyl-2-chlorobutyne-3, bp. 101-102°C. (16 mm fig), x 
en 4,4525, a4 0.8861. | 7 7 


ASSOCIATION:” Irkutskiy institut orgenicheskoy khimii Sibirskogo 

aay otdeleniya Akademii nauk SSSR (Irkutsk Institute of Organic 

— Chemistry of the Siberian Department of the Academy of oe 
* Sciences USSR) + 
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AUTHORS: 
Investigations into synthe 
organosilicon compounds. 

some conversions 0 
isolated ternary ponds 


TITLE: 


 Akademiya nauk SSR. 


PERIODICAL: Ss 
nauk, no. 3, 1962, 512-515 


mzxt: The reaction of tertiary ¢- 
magnesium derivatives of primary, 
was ptudied?: cats Soa 
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Investigations into synthesis and... 
we 


where R and R! are similar or dissimilar organic 
The reaction proceeds easily under formation of 


or organic radicals. 
organosilicon diacetylene compoun 
behavior of this new class of organosi 
regard to acetal formation, dehydration an 


halogen. 


NS . os : : 
“ i N 


GH, . “oe RY 


RSI = O— (Sc c--¢-OH-}CHy=-CHOCH, > CHs—CH 
ae: a ee a aes ane 


RK. . = fer 
where R and R' are similar and dissimilar o 
or organic radicals. Primary alcohols reac 
heating, secondary ones W 


require concentrated hydrochloric acid as catalyst. 
e action of KHSO |: 


acetylene alcohols aze dehydrated by th 
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Organosilicon diacetylene alcohols 
‘ produced organosilicon diacetylene acetals, 


N. 


sis and conversion 
Communication 4. 
£ organosilicon diacetyl 


Izvestiya. Otdeleniye 
silicon acetylen 


secondary and ter 


1 oe yey a 
d_omghr-Rsics C— 6-6 6 OH, = 
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radicals, R" end RVs A 


The 


ds with isolated ternary. bonds. 
licon compounds wes tested with ; : 
a exchange of hydroxyl for a 


with vinyl butyl. ether ~ f 


_ Re Re R‘ Hs : 


not yet described: 


- OCa Hy 


oG-—-CaC-C-C=GSiRa 


‘ 


rganic radicals; R" and R= H, 
t without catalyst. under ty 
ithout catalyst during heating, and tertiary ones 


Tertiary silicon 


"APPROVED FOR RELEASE: 06/13/2 


# 


000 CIA-RDP86-00513R000824030003-1 


3/062/62/000/003/014/014 


investigations into synthesis and... B110/B101 
CHa CH CHs nee 
nsid=¢--$—cac—b—onk¥8% nics c—b—CaC—C= Cty + 10, ° 
boo. da Bo? ae 
where. , R= GHyy RY = CHs Gals. 


The dehydration of secondary alcohols is not possible in this way. ‘hen 
treated with concentrated hydrochloric acid or thionyl chloride, tertiary 
alcohols exchange hydroxyl for:chlorine: 


~ CHT ee ‘5 CH, °° ORY TS 
“agitect-eec—¢—on—"_.zsicec—b—cae—¢—a ” ? 
ae | . Ha~uSOC}, i . a 
Re ee Be aren wd ; JKT, — 


no rupture taking place at the Si-C bond conjugated to the triple bond. 
The following compounds were synthesized: 6-trimetyhl-silyl-4,4-dimethyl- - 
hexadiin-2,5-ol-1, 0.98-99°C (2 mm Hg), nj 1-4736, a2° 0.8973; 
+ 
7-trimethyl-silyl-5, 5-dimethyl-heptadiin-3,6-ol-2, b.116°C (12 mm Hg), 


a 


Card 3/5 


APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000824030003-1" 


"APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000824030003-1 
SEEGER Rater nen _ : fe 


ss a . s/062/62/000/003/014/014 
ac Investigations into synthesis and... — B116/B101 


n2° 4.4675, ae 0.8930; 7-trimethyl-silyl-2,5,5-trimethyl-heptediin-3,6-ol-2, 
D 


b.102°C (7 mm Hg), m.41- 42°C: T- ~trinethyl- anes ~2,5-dimethyl-5~ethyl- 
fae. aze 
“heptadiin-3, 6-ol-2, ds 405°C (6 mm Hg), n OF 44 97, 4 


0.8867; ; 
6- hit ieee ae 4,4- engl -hexadiin-2, ae -butylacetal, b.133- 434°C 
| lyl-i, -trinethyl- ae, 
_& (5 mm Hg), nj 1-4590, a 0.8993; - -tiimethyl-si yi-1, 4, 4- ae = i a 
: hexadiin-2, sebutylecetel, b.121-122°C (2 mm Hg), n, 1. 4465, dy . 8670; ” ; 
- ccerinceny i= -silyl- “1, 1,4, 4-tetramethyl-hexadiin-2, sues vaecesh 


b.134-1350C (9 mm Hg), ty 20 1.4439, ave 0.8523; 6-trimethyl-silyl- 


4,154- oteisionny eer es 5-butylacetal, b.122- 423°C (2 mm Hg), 

n20 1.4502, a 0.8786; 7- Eile tate ok B92 trimethyl-heptadiin- 
3,6eone=t, b.90-91°°C (7 mm He), nvo 1.4658, a, 0.81875 7- trimethyl- 

as i silyl-2,5-dimethyl-5-ethyl- ~heptadiin-3,6-ene-1, b.89-90°C (6 mm He), 


ne 14732, an 0.8754; 7-trimethyl-sily1-2-chloro-2,5, 5-trimethyl- 
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By ube S2/000/003/Sia/arg 
B101 : Dy 
Bhs. 7 hae 20 ; : 
peeretees ae b.78-79°C (3 mm Hg), Ny 1.4605, ane 0.9044, and 
T-trimethy1-silyl-2-chloro-2,5-dimethyl-5-ethylheptadiin-3, 6, b.93~-94°C,. 


20 

ny 1.4666, 44° 0.8962, 

ASSOCIATION; Irkutskiy institut organicheskoy khimii Sibirskogo 
otdeleniya Akademii nauk SSSR (Irkutsk Institute of Organic 
Chemistry of the Siberian Branch of the Academy of 
Sciences USSR) 


SUBMITTED: October 24, 1964 
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53700 
AUTHORS 2 Shostakovskly, MoFe, and Komarov, NoVo 
aaa ee eer 
TITLE: “me interaction of polyorganosiloxanes with Iositch 


- reagents 
PERIODICAL: Zhurnal obshchey Khimii, Vo 325 NOs 1, 1962, 320-321 
{PEXT: A study of the interaction of polyorganosiloxan¢gs with Io- 
sitch reagents [abstractor's note: Name ‘Sransliterated], leading +0 
the formation of acetylenic silanols, ¢+&» 
(R810), + Bric = CH —+ HC = CSiR,0H ye 


CMgBr —> HOR, SiC = CSiR,0H 


ti 


(R 3810), + Bree 
cg - Rt > RIG = CSIR: OH 


£45 


(R S10), + Bree 


where R, R' are organic radicals and x igs a whole number. The com 
pounds dimethyl ethynyl silanol, 1,2-bis (dimethyl hydroxy silyl) 
acetylene, (3/methy1-butyn-1-01-3 )~dime thy? silanol and diethyl vi- 
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AUTHORS; Komarov, NH. V., und Semenova, N. V. 
TITLE: : Synthesis of organosilicon diacetylene alcohols with con- 


jugate. triple bonds 
ny PERIODICAL: Akademiya nauk SSSR,‘ Izvestiya. Otdeleniye khimicheskikh 
nauk, no. 9, 1962, 1694: eS o 


TEXT: 6-trimethyl silyl-2-methyl hexadiin-3,5-o0l-2 (I) was synthesized 
from 2-methyl hexadiin-3,5-ol-2 (II) and trimethyl chlorosilane.. Also. 
6~dimethy] ethyl silyl-2-methyl hexadiin-3,5-ol-2 (III) was synthesized ar 
from II and dimethyl ethyl chlorosilane.. Both ‘these reactions. end 
é ‘corresponlto the scheme? ; . — 
eet . R? acs : : R! 2 
27 R,SiCl + Briigc=C-c=c — ¢— OMgBr -) R,Sic=C—C =o— bout ; Kw , 
see " . it 
Yields were 68 % of I, and 56.5% of III. I is white, silky-crystalline, 
odorless (after storing it takes-a moldy odor), well soluble in organic 
solvents, insoluble in water; melting point 67°, boiling point 85% (at 
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3 mm He). Properties of eet) aaeian point 38 ei boreine point 110° C 3 
tat 4 mn Hg), fae 1.4900, a4" 0.8874. 
ASSOCIATION: teeaesniy institut organicheskoy khimii Sibirskogo 
otdeleniya AN SSSR (Irkutsk Institute of Organic Chemistry 
of the Siberian Department AS USSR) 


SUBMITTED: April 13, 1962. 
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le Irkutakiy ingtdtut organicheskey: ‘im t Sibirakogo otdeleniya:. 


AN SSSR. 
Tin organic Sesion) 
Grignard reagenta) 


Be 
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SHOSTAKOVSKIY, M.F.; KOMAROV, NeVos MUZNETSOVA, V.P.; IGONINA, I.I, 


_ Synthesis and transformations of unsaturated organosilicon 
compounds, Report No.3: Interaction of tertiary “fwili- 
conacetylenie alcohols with concentrated hydrochloric acid 
and thionyl chloride, Izv.AN SSSR.Otd.khim.nauk no.3:510- 

512 Mr '62, (MIRA 15:3) 


1. Irkutskiy institut organicheskoy khimii Sibirskogo otdeleniya 
AN SSSR, , 
(Silicon organic compounds) (Hydrochloric acid) 
(Thionyl chloride) 
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SHOSTAKOVSKIY, M.F.3 KOMAROY, N.V.; PUKHNAREVICH, V.B.; SKLYANOVA, A.M, 


Synthesis and transformations of unsaturated organ ails 
pounds. Report No.5: Synthesis and some Galstertiou se 
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S3SR.Otd.khim.nauk 10.6:1019-1024 '62, (MIRA 1538) 
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SHOSTAKOVSKIY, M.F.; KOMAROV, N.V.; KUZNETSOVA, V.P.; IGONINA, tas 


SEMENOVA, WV. 


Synthesis and transformations of unsaturated organosiiicon 
compounds, Report No.4: Synthesis and some transformations 
of organosilicon diacetylenic alcohols naving isolated triple 
bonds. Izv.AN SSSR,Otd. khim.nauk 110.3:512-515 Mr '62, 
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KOMAROV, N. Vis MAROSHIN, Yu. Vez LEBEDEVA, A. D.z ASTAF'YEVA, L, N, 
Oxygen-containing organosilicon compounds. Report No, 7: 


Acetylene and vinylacetylene silanols and their transforma- 


tions. Izv. AN SSSR, Otd, khim, nauk no.1:97-105 '6?, 
(MIRA 16:1) 
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* (Sitanol). (Unsaturated compounds) 
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. ABSTRACT: In the search for a reagent able to identify organo sili- .: 
' con carbonyl compounds, the authors found that 3,5-dinitrobenzoyl- © 
. hydrazide readily forms good crystallizing 3,5-dinitrobenzoyl- ae 
hydrazones with organo silicon aldehydes and ketones. In this re- 
spect, the reagent is different from 2,4-dinitrophenylhydrazine, 
semi-carbazide and hydroxylamine. The tendency of organo silicon 
aldehydes and ketones to form these compounds and yields greatly 

i depends on their structure. Thirteen compounds were investigated ‘ 
' from this point of view and their behavior recorded in a comprehen- Fare 
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time. The investigation showed that the reaction occurs normally and leads to 2 
the formation of trialxylethynylsilanes with a yield of 60—75%. Higher yields of ae 
monosubstituted silicoacetylenes are obtained with the use of bis(trialkylsilyl) 
sulfates prepared from 100% sulfuric acid. Thus, on the basis of the interaction ie 
of trialkylchlorosilanes with sulfuric acid and the subsequent reaction of the 
organosilicon sulfates that formed with sodium acetylene the authors founda. i 
rather simple and readily accessible method of obtaining trialkylethynylsilanes. 
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